Dynamics of ion-regulated photoinduced electron transfer in BODIPY-BAPTA conjugates
MHz, on Bruker Avance 300 and 200 spectrometers. Proton chemical shifts (δ) are reported in ppm downfield from tetramethylsilane (TMS). Mass spectroscopy was performed at the CESAMO. Reagent grade tetrahydrofuran (THF) and diethyl ether (Et 2 O) were distilled under nitrogen over sodium benzophenone ketyl. Triethylamine and CH 2 Cl 2 were distilled over CaH 2 under nitrogen. All other reagents were purchased from commercial suppliers and used without further purification. Flash column chromatography was carried out using silica gel (230-400 mesh). Thin layer chromatography (TLC) was carried out on plates coated with silica gel 40 F254 purchased from Aldrich. All reactions were conducted under a dry oxygenfree atmosphere using oven-dried glassware unless otherwise stated. 3, 5 and 7 were prepared using literature procedures. Mass spectra were performed by the CESAMO (Bordeaux, France) on a QStar Elite mass spectrometer (Applied Biosystems). The instrument is equipped with an ESI source and spectra were recorded in the positive mode. The electrospray needle was maintained at 5000 V and operated at room temperature. Samples were introduced by injection through a 20 µL sample loop into a 4500 µL/min flow of methanol from the LC pump.
Compound 1a. In a two neck round bottom flask under N 2 , BAPTA carboxaldehyde 4 (0.4 g, 0.63 mmol, 1 eq) was dissolved in freshly distilled dichloromethane (80 mL 33, 171.23, 155.28, 150.79, 150.28, 143.10, 140.12, 137.10, 132.24, 128.04, 122.26, 121.13, 121.02, 119.76, 119.08, 115.40, 113.22, 67.55, 67.23, 60.84, 60.52, 53.67, 20.86, 14.53, 14.13, 14 .09.
Compound 6. In a sealed tube, Bromo BAPTA (5) 58, 171.36, 150.27, 149.24, 142.04, 136.87, 131.94, 128.71, 121.71, 119.26, 118.65, 117.54, 114.33, 83.50, 67.05, 66.97, 60.76, 60.60, 53.60, 53.53, 24.82, 20.90, 14 .05, 14.02.
Compound 2a.
In a Schlenk tube, BAPTA boronic ester (6) (50 mg, 0.07 mmol, 1.1 eq), iodobodipy (7) (28 mg, 0.06 mmol, 1 eq) and Pd(PPh 3 ) 4 (7 mg, 6 µmol, 10%), were dissolved in freshly distilled THF (5 ml). An aqueous solution of Na 2 CO 3 (0.1 ml, 2M), previously degassed by 20 min argon bubbling, was added and the mixture was heated at 65°C overnight.
The crude reaction mixture was evaporated under reduced pressure and the product was purified by column chromatography (SiO 2 : Petroleum ether/AcOEt 70:30) followed by a recrystallisation in EtOH to yield 2 as an orange-red crystalline powder (38 mg, 45%). 150. 28, 149.25, 143.13, 142.05, 141.65, 141.19, 139.39, 136.95, 136.88, 133.74, 133.34, 132.13, 131.96, 131.48, 128.72, 128.68, 128.41, 127.01, 126.67, 121.95, 121.72, 121.17, 121.13, 120.15, 119.46, 119.27, 119.18, 118.66, 117.55, 114.72, 114.35, 112.42, 83.51, 67.53, 67.08, 66.98, 60.80, 60.60, 53.62, 24.83, 20.92, 14.60, 14 .09.
MS: (MALDI-TOF) m/z

General hydrolysis procedure
BAPTA-BODIPY (1a) (5 mg, 6 µmol, 1eq) was dissolved in a mixture of THF (1 ml) and MeOH (1 ml), then LiOH (5 mg, 120 µmol, 20 eq) in 0.1 ml of water was added and the mixture was stirred at rt overnight. The solvent was evaporated under reduced pressure without heating and the crude product was dispersed in ethyl acetate and centrifuged. The solvent was pipetted off, the solid dissolved in water and acidified with 1M HCl. The precipitate was dissolved in an appropiate amount of KOH-solution to form the potassium salt and freeze dried to yield 5.2 mg BAPTA-BODIPY potassium salt. 
